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© Organic polymeric material and ion-exchange membrane produced therefrom. 



® A homogeneous blend which comprises from 5 to 95% by weight, preferably at least 40% by weight, of at 
least one fluoropolymer which contains ion-exchange groups and from 95% to 5% by weight, preferably not 
more than 60% by weight, of at least one fluoropolymer which is substantially free of ion-exchange groups. The 
^ homogeneous blend may be produced by melt processing the fluoropolymers and a major application of the 
^homogeneous blend Is as an ion-exchange membrane. The presence of the fluoropolymer substantially free of 
Ion-exchange groups in the homogeneous blend leads to an improvement In physical and mechanical properties 
^oi the ion-exchange membrane, and to an improved performance of the membrane in electrolysis. 
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ORGANIC POLYMERIC MATERIAL AND ION-EXCHANGE MEMBRANE PRODUCED THEREFROM. 
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This invention relates to an organic polymeric material and to an ion-exchange membrane produced 
therefrom, particularly to an ion-exchange membrane which is useful in an electrochemical cell. 

Ion-exchange membranes made from organic polymeric materials having Ion-exchange properties are 
used in a wide variety of applications, and the variety of applications of such membranes continues to 
increase. Such polymeric materials and membranes may contain fixed anionic groups and associated 
cations and be capable of exchanging cations, or they may contain fixed cationic groups and associated 
anions and thus be capable of exchanging anions, or the polymeric materials and the membranes may 
contain both fixed anionic groups and fixed cationic groups. 

Ion-exchange membranes are useful in separation processes such as reverse osmosis and ultra 
filtration. For example, they find wide application in the desalination of sea-water and in the purification of 
brackish water and industrial effluent. Ion-exchange membranes are also finding many applications in 
industry, for example, in the concentration of solutions of. for example, fruit juices and pharmaceuticals. 

Ion-exchange membranes wHich are essentially hydraulically impenneable but which are permeable to 
solvated cations or anions, or both, are finding increasing applications in electrochemical ceils, for example 
in fuel cells, in electrolytic cells in which an electrolyte is electrolysed, and in electrochemical cells in which 
electrosynthesis is canried out In recent years a major development has been in the use of cation-exchange 
membranes in chlor-alkalt cells in which chlorine and aqueous alkali metal hydroxide solution are produced 
by the electrolysis of aqueous alkali metal chloride solution. In such a chior-alkaii cell a cation-exchange 
membrane is positioned between an anode and an adjacent cathode. Where an aqueous alkali metal 
chloride solution is electrolysed in an electrolytic cell of this type the solution is charged to the anode 
compartments of the cell and chlorine produced In the electrolysis and depleted alkali metal chloride 
solution are removed from the anode compartments, hydrated alkali metal ions are transported across the 
membrane from the anode compartments to the cathode compartments of the cell to which water or dilute 
alkali metal hydroxide solution is charged, and hydrogen and alkali metal hydroxide solution produced by 
the reaction of alkali metal ions with water are removed from the cathode compartments of the cell. 

Although many organic polymeric materials have been proposed for use as membranes in such chlor- 
alkali cells perfluoroorganic polymeric materials containing ion-exchange groups, particulariy fixed sulphonic 
and carboxylic groups, have found favour in such cells in recent years on account of the chemical stability 
of perfluoroorganic polymeric materials in the corrosive chemical environment encountered In such cells, 
particularly chemical stability to wet chlorine and to chlorine-containing aqueous alkali metal halide solution 
and aqueous alkali metal hydroxide solution, which may typically be at temperatures in the region of 90 " C. 

An example of a perfluoroorganic polymeric material containing ion-exchange groups is the perfluoroor- 
ganic polymer containing sulphonic groups described in GB patent 1034197. The perfluoroorganic polymer 
may, for example, contain units having the structures 

and -CFj-CF- 

I 

( OCF 3 CFY) nOCF 3 CFRf SO 3M 



where R, is fluorine or a perfluoroalkyl group having from 1 to 10 carbon atoms, e.g. a perfluorom ethyl 
^ group, n is 1. 2 or 3. Y is fluorine or a trlfluoromethyl group, and M Is fluorine, a hydroxyl group, an amino 
group, or a group having the formula -0 Met, where Met is an alkali metal or a substituted or an 
unsubstituted ammonium group. The application of such a perfluoroorganic polymer as an ion-exchange 
membrane in a chlor-alkali cell is described in GB Patent 1402920. Ion-exchange membranes containing 
such perfluoroorganic polymers are sold under the trade name 'Nafion' by E 1 DuPont de Nemours Inc. In a 
preferred perfluoroorganic polymer of the above structure Y is CF3. n is 1 and Rt is F. 

A further example of a perfluoroorganic polymeric material containing ion-exchange groups is the 
perfluoroorganic polymer containing carboxylic groups described, for example, in GB Patents 1516048 and 
1518387. Examples of such perfluoroorganic polymers include copolymers of tetrafluoroethylene and 
CF2 = CF 0 CF2 CF2 CF2 COX. 
CF2 = CF 0 CF2 CF (CF3) 0 CF2 CF2 CF2 COX, 
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- CF2 = CF 0 (CF2)3 0 CF {CF3) COX. 
CF2 = CF 0 (CF2)* 0CF(CF3) COX and . 
CF2 = CFO CF2 CF(CF3) OCF2 CF2COX 

where X is. for example, fluorine, a hydroxy! group, an oxyalkyi group, or a group having the formula OM. 

5 where M is an alkali metal or a quaternary ammonium group. Ion-exchange membranes containing such 
perfiuoroorganic polymers are sold under the trade name Tlemion' by Asahi Glass Co Ltd. 

Many different types of perfluoroorganic polymeric materials and combinations thereof for use as ion- 
exchange membranes in chior-alkaii cells have been proposed and those referred to above have been 
referred to merely by way of example. Furthermore, the ion-exchange membranes which have been 

70 proposed have taken a variety of different forms. For example, the ion-exchange membrarre may be in the 
form of a multi*layer laminate of which many examples have been described. Thus, in published Japanese 
Patent Application 88 004918 there is described a multi-layer laminated cation-exchange membrane which 
comprises at least two layers and which includes an 80 to 300 micron thick first layer of a perfluorocarbon 
polymer having carboxylic ion-exchange groups and an ion-exchange capacity of 0.9 to 1 .6 meq/g of dry 

75 resin and a 5 to 50 micron thick second layer of a perfluorocarbon polymer having sulphonic ion-exchange 
groups and an ion-exchange capacity of 0.5 to 1.5 meq/g of dry resin. Published Japanese Patent 
Application 84 124524 describes an ion-exchange membrane which is reinforced with perfluoropolymer 
fibres, and it specifically describes a leno cloth of polytetrafluoroethylene yarn laminated with a film of a 
copolymer of tetrafluoroethylene and CF2 = CF0 (CF^jaCOOCHs. Ion-exchange membranes have also been 

20 described which comprise a blend of fluoropolymers which contain different ion-exchange groups. For 
example, published Japanese Patent Application 87 53341 describes a laminate of a 110 to 300 micron 
thick film of a blend of a fluoropolymer containing sulphonic groups and a fluoropolymer containing 
carboxylic groups and a 5 to 75 micron thick film of a fluoropolymer containing carboxylic groups, lon- 
exchange materials have also been described which are a blend of fluoropolymers containing ion-exchange 

25 groups and fluoropolymers which do not contain ion-exchange groups. For example in USSR patent 442190 
there is described a blend of rubber-like fluorocopolymer and a tetrafluoroethylene-perfIuoro-2(2-fluo- 
rosulphonylethoxy)- propylvinylether copolymer. In an example powdered sulphoriylethoxy copolymer is 
added to a vinylidene fluoride-perfluoro-(methylvinyl) ether copolymer at 60 * C and then mixed on rollers to 
form a film. 

30 The present invention relates to an organic polymeric material, and to an ion-exchange membrane 
produced therefrom, which comprises a blend of at least one polymeric material which contains ion- 
exchange groups or groups convertible thereto and at least one polymeric material which is substantially 
free of ion-exchange groups. The invention is based on the observation that the blend of organic polymeric 
materials, when used In the form of an ion-exchange membrane is particularly effective in preventing 

35 hydraulic transfer of electrolyte between the anode compartments and the cathode compartments of an 
electrolytic cell in which the membrane is installed, when compared with the performance of a membrane 
made solely from the polymeric material which contains ion-exchange groups or groups convertible thereto. 
The ion-exchange membrane made from the blend of polymeric materials is thus particularly effective in 
ensuring production of a high purity product of electrolysis. For example, when the ion-exchange membrane 

40 is installed in an electrolytic cell in which aqueous alkali metal chloride solution is electrolysed it is found 
that the concentration of chloride ion in the alkali metal hydroxide solution which is produced In the cathode 
compartments of the cell is very low, and in particular is substantially less than is the case where the ion- 
exchange membrane which is used does not comprise a polymeric material which is substantially free of 
Ion-exchange groups. Furthermore, the presence of the latter polymeric material in the blend, and in the 

45 ion-exchange membrane produced therefrom, has a beneficial effect on many of the physical and 
mechanical properties of the polymeric material and of the membrane, and It may also serve to cheapen 
the polymeric material and the ion-exchange membrane, depending of course on the choice of polymeric 
material which does not contain ion-exchange groups and on the proportion thereof in the blend. 

According to the present invention there is provided a homogeneous blend of organic polymeric 

50 materials which comprises from 5% to 95% by weight of at least one fluoropolymer which contains ion- 
exchange groups or groups convertible thereto and from 95% to 5% by weight of at least one 
fluoropolymer which is substantially free of ion-exchange groups or groups convertible thereto. 

By homogeneous blend there is meant an intimate mixture such as may be formed, for example, by 
melt blending the fluoropolymers. that is by mixing the fluoropolymers at or above a temperature at which 

55 both fluoropolymers are in a fluid/molten state, or by blending the fluoropolymers in a solvent in which both 
fluoropolymers are soluble, and thereafter separating the blend of fluoropolymers from the solution. A 
homogeneous blend of the type of the present invention is not formed for example merely by forming a 
mixture of the solid fluoropolymers in particulate form. Nor is a homogeneous blend formed, for example, 
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by adding one fluoropoiymer in a solid particulate form to a band nf pn • 

latter type are groups which are not themselves caoahte n7««!!J • ^ hereafter groups of the 

converted e.g. by hydrolysis, to groups SS S cSS o Sn"g i^^lShZ p"* "''^ 

unless the context dictates otherwise hnth nf tho^rT!^ \ '°n-exchange. For simplicity, and 
exchange groups ' ^ °' ^-^^P ^^rred to hereafter as ion- 

'° Qrour^^hS^r^^^^^^^^^^^ -«'^n«a..y free of ion-exchange 

the scope of the invention to Se^ tLriTuXoZ^n^^^^^ !o7"'?-' ""'"'^ ""'"'"^ °" 

groups. However, the proportion of such groups, if 2^ Z^^LIZl '"^ '■°"-«'''='^«"3e 

fluoropoiymer alone is effectively not capable of a2a L .V r ^ 5^ " " "^"^ """^^ 
75 fluoropoiymer may be entirely free of fon-exdilfZi nr T'l '^^ ^^P'«' *e 

present in an amount of less th'an 0,2 irepu Stents (mX su ZT"" '''' 

The homogeneous blend of fluoropolymers 7^e^nlJon will ^^^^^^ 
applications will be those In which use is mad« of Z T ^^"^ applications but the major 

homogeneous blend i nonim ted Tusa af an L^^Lch-^^^^^ °' 
p.s..maten-.. anddepen^-ngonitl7or4^^^^^^^^ '"-^^ -y be used as a 

nami^thTprcJoTrh:;;— 'r^^^-- ~, 

mechanical propertes of the polymeSc maSn^ d Te ^^^1,^71'^:!^°'' ''T'''"'' 
some extent at least on the relative proportions of the fliiZnn,»^f k-^! dependent to 

and Of the fluoropoiymer which is sub'stS^yi: ^ o ^^^^^^ """"'^"^^ 
specific beneficial effects may be produced or rr,s„ hl^,! 5 homogeneous blend, and 

fluoropolymers. Specific phy^Lal ^°^l^Z:^\r:^TjT^^^^^^ 

groups, and of a membrane produced therefrom whicTmav be ml^fiTn , * "'"^ 'on-exchange 
which is substantially free of ion-exchanae ? T k ^ °^ ^ Ai^oropolymer 

strength (see Exam^e 3,, increasrS mZ u efo g r Tbr. iTtolt^ T''^' '''' 
reduction in swelling of a membrane when contacted wS an elL^roil^ ^ . ^^^^^ 
undesirable wrinkling of the membrane which mZ^u^ J s'«*olyte thus at least reducing the 
modification of the melt viscosrot hr omog^^^^^^^^ ^ '^^P'^ 

viscosity of the homogeneous bleL with thatTa dSent r^, ^ '* " *° '^^"^ "^^'t 

containing ion-exchan|e groups, vSi^icJTt mav be d«L^ r'"' ' '^''^"^^"^ ""oropolymer 

facilitating the co-processina fExZIim„H . ^ ° ^-S- co-extrude, the blend thus 

pn^duced from homogenTouf^S^S? (ix^pteTJoecrS ^ '^'"'"^^'^ 
fluoropoiymer which is substantialfy frWSTr^icLS^?^^ and mechanical properties of a 

fluoropoiymer which contains ion-exSiqe arouos^^L^r'^ """^ '"'^l"^'"" °* ^ 

wettability (see Example 8)! eSThermTcie« T"T' '"'^^^^^^'^ 

processing wrth a diffeLSlymericmaSr ^'^-^^^''^ ^"^'^^ co- 

A major application of the homogeneous blend is as an inn-avrf,=„„ 
which the blend is in the fom, of a sheet or fSm orTsI^ SL faT^T^ membrane, or as a part thereof, in 
film Which itself comprises a plurality onayers °' °' '^^^^^ °f ^ ^^^^^t °^ 

propr^f^^^XrcS^^^^ ~ge g^S InTe 7T"%:'' "^"^ '"'^ ^ 
The homogeneous blend of fluorVoJrmers^y be i^tie^ be discussed hereafter, 

the range of for example 50 to 500 micronror irmav be in 1 r , °' ''"^'"^ ^ ^'"^^'^^'^ 

example 25 to 250 microns or l to^^LZl -T^J^ °' ^ '^^^^ °' **"<*"«s in the range for 

.self is in .e form of alTet ^oV.L^ cl^r^'SCS.rayr °" ^ ^^^^^^ 

oneaVodetd r^aror ^o^ ^^^^^^^^ -ch composes at least 

exchange membrane which comprises a hLogenrous ble^^^^^^ 
electrolytic cell may, for example. L of the r^^rp'oTor bS^ °' 

A large number of different tvnes of m^rnhLr.! ? ' '"^^ ^ "^'^^ °^ 

.known in the art and ^e't^X'.l'^TTL'':^^^^^ 'Z'ZT'''^' T 

The homogeneous blend of fluoropolymers may be prepared in a variety of dSer^w^T provided that 
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the required homogeneous blend is produced. However, a preferred method of producing the homogeneous 
blend is by melt-blending of the fluoropolymers, and thus it is preferred that both the fiuoropolymer 
containing ion-exchange groups and the fiuoropolymer which is substantially free of ion-exchange groups 
are capable of being melted to a liquid state. A homogeneous blend of the fluoropolymers could not be 

5 formed by melt blending if one or both of the polymers was not capable of being melted. The melt-blending 
rnay be effected by any suitable plastics processing techniques, for example, by forming a mixture of the 
solid fluoropolymers. charging the mixture to an extruder, preferably to a screw extruder, heating the 
mixture in the extruder to a temperature at which both fluoropolymers are fluid/molten, and extruding the 
mixture from the extaider through a suitably shaped die. Increasing homogeneity of the blend may be 

70 achieved by repeated extrusion of the blend. As the fluoropolymers may tend to be thermally unstable, 
particularly at temperatures which are substantially above the optimum melt processing temperatures of the 
fluoropolymers. it is preferred that the fiuoropolymer containing ton-exchange groups and the fiuoropolymer 
which is substantially free of ion-exchange groups have optimum melt processing temperatures which differ 
by not more than 150* C, more preferably by not more than 100* C. It is preferred that the melting points of 

75 the fluoropolymers differ by not more than 150* C, more preferably not more than 100* C. 

The homogeneous blend of fluoropolymers may be formed by dissolving both fluoropolymers in a 
common solvent and depositing the blend from the solution, for example by casting the solution into a film 
and causing or allowing the solvent to evaporate, or by mixing the solution with a non-solvent for the 
fluoropolymers. The solvent may be a mixture of two or more different liquids and the selection of a suitable 

20 solvent will of course depend on the nature of the fluoropolymers which it is desired to form into a 
homogeneous blend. 

The homogeneous blend may be produced by blending the fluoropolymers in the form of an emulsion 
of the fluoropolymers in a liquid medium and separating the blend by coagulation. The thus formed blend 
may then, for example, be formed into a membrane by melt-processing techniques 

25 It is preferred that one or other, and more preferably both, of the fiuoropolymer containing ion-exchange 
groups and the fiuoropolymer which is substantialfy free of ion-exchange groups are perfluoropoiymers, as 
a homogeneous blend of such perfluoropoiymers has a superior resistance to chemical attack by the 
chemical media with which the homogeneous blend may come into contact during use. For example, where 
the homogeneous blend is used in the form of an Ion-exchange membrane in a chlor-alkali cell a 

30 homogeneous blend of perfluoropoiymers has increased resistance to chemical attack by the wet chlorine, 
by the chlorine-containing aqueous alkali metal halide solution, and by the aqueous alkali metal hydroxide 
solution in such a cell. 

The fiuoropolymer which contains ion-exchange groups may contain fixed cationic groups, that is 
cationic groups linked to the fiuoropolymer, and an associated anion, in which case the fiuoropolymer will 

35 be an anion-exchange material. Alternatively, the fiuoropolymer may comprise fixed anionic groups and an 
associated cation in which case the fiuoropolymer will be a cation-exchange material. Materials of the latter 
type are generally more useful. It is also possible that the fiuoropolymer may comprise both fixed cationic 
and fixed anionic groups, and associated anions and cations respectively, such that the fiuoropolymer will 
•function both as an anion-exchange material and as a cation-exchange material. 

40 Suitable cation-exchange groups, including groups convertible thereto, include groups of the sutphonic. 
carboxylic and phosphonic type. 

For example, the group may have the structure -SO2X, where X is OM and where M is H. or alkali 
metal, eg. sodium or potassium, or an ammonium or quaternary ammonium group. Alternatively, X may be 
halogen, e.g. fluorine, in which case the group - SO2X is not itself capable of ion-exchange. The latter group 

45 may be hydrolysed in order to convert it to a group which is itself capable of effecting ion-exchange. The 
group may have the structure -COY where Y is OM and where M is H, or alkali metal, eg. sodium or 
potassium, or an ammonium or quaternary ammonium group. Alternatively, Y may be halogen, eg. fluorine, 
or it may be an oxyalkyi group, in which case the group -COY is not itself capable of effecting ion- 
exchange. The latter group may be hydrolysed in order to convert it to a group which is itself capable of 

50 effecting ion-exchange. Another suitable group which may be converted to an ion-exchange group, e.g. by 
hydrolysis, is the group -CN. Where the fiuoropolymer containing ion-exchange groups is to be melt 
processed care may need to be exercised in selection of the ion-exchange groups on the fluoropolymers. 
Thus fluoropolymers containing groups -SO2X where X is halogen, particulariy F, are readily melt 
processabie whereas in the case where X is OM and M is hydrogen or alkali metal the fiuoropolymer is not 

55 as readily melt processabie. Where the fiuoropolymer contains ion-exchange groups -COY Y is preferably 
halogen or oxyalkyi in the case where the fiuoropolymer is to be melt processed. 

Suitable anion-exchange groups, or groups convertible thereto, include a group comprising quatemary 
ammonium, e,g. a group -N(alkyI)4X where X is a halogen, eg. -CH2N(CH3)3*Cr and the group -CH2-NH- 
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CH2CH2N(CH3)3*CI , or the corresponding groups which are rnnuor«w» 

s:rSsre„rL-.%t2i~ 

more of 4 Jrine^tor:;:^ slS 1;; ^^: ^i!'^"^ - 

example a group IO(CF.)„] „ where n be th^H^ " T^^"^ ^""P" 

n is generally 2 and m is aenerallv 1 tn <i nr th« iJT ' Tf ^ ® °' different, and in which 

subied by alkyi Zps f^exaLl^ L™ Jf f ^""^ "'^'"^ «"°""« ^to'"^ are 

than 1 the ^LsofTr^ lZ^'llZ Z^ " ™" 

exarriple the divalent group may be ^ ^ ^^"'^ °' "^^^^'V "y way of 



IS -O CF2 CFj 

-0 CFz CFj CFj- 

-O CFs CF (CFa) 0 CF? CFa CFj- 

-0 (CF2)3 0 CF (CFa)- 

-0 {CF2)» 0CF(CF3)- 
20 -O CFj CF(CF3) OCFa CFa 
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In the homogeneous blend of the invention it is dearlv dewrahia u ^, 
an ion-exchange material the blend should t^LVninnT\^^ * "^^'^ "'^""^ ^° "sed as 

blend can act as an io^change mS^ fal^^^^^^^^ '^"'''^ "''^'^ ^"^'-^'^^^y high that the 

governed by the ion-exlange'ip'drif^h: fZooow1n:?^ °' ^^'-d will be 

presej^inthet^endandthepULSthlirt^^^^^^ ^-P^ which is 

The fluoropolymer containing ion-exchange groups may for e,«mnif 
lon-exchange groups per gram of dry AuoropolyL'orrm ch^J'^ea n^^^^^^^^ °' 
capacity of the fluoropolymer containinn innJvnhon^I . ^ ^ ' ^^^^^ lon-exchange 

a =u>s«„« ^ s^sxSv~r„^rr -xt-t 

exchange capacity. On the other hand where th« inn ^v^r '° "^^^^ ^" acceptable ion- 

ion-exchange groJp is high ^e" th^homo eneou^^^^^^^^ '^I'Z'' "-ropoiymer containing 

capacity even where the blend contains onlfa bw nmnrfrti^n ^t , ^ acceptable ion-exchange 
where the homogeneous blend is to t su2e fir useTion «"oropolymer. It is preferred, 

ion-exchange capacity in the ri,l 0 5 to 5 0 rlp^l" ^^^"Se applications, that the blend has an 

The hoL'Sneot^re^d'Ty^coma^." re am;;^^;^'^:; ^ T ? ' 
fluoropolymer which contains ion-exchange groS^d ^m 85^ to st k ' '""^'^ °' '""^ 
fluoropolymer which is substantially free of io^^l-^nnf i ^ '^^'9''* °* 

fluoropolymers in the homogeneous LJ^^ w iJe'd^^^^^^^ the proportions of these 

example, where the homogeneous blend is to be used S anT^chlnn '"'T^!"'^ ^'^"d. For 
cell the membrane must not only have an acipJble ton Jxch^n^^^ ""T^"^ electrochemical 
electrically conductive when used as a meSf J^^^thl tlT """^ '"^"'"'^y 

geneous blend when in the form of an iorexchTnge^em^^lf^nV^^^^^ ' " 

least one fluoropolymer which contains ion-eS,r ^* weight of at 

correspondingly'nit more than eTZT^fSbrnot th^S^ V^'^''"' 

fluoropolymer Which is substantially free of ionixchange group? ' °' ^* '^^ 

On the other hand, where the homogeneous blend is to be used in an application other than as an ion- 
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exchange membrane, the blend may comprise a proportion of the fluoropolymer which is substantially free 
of ion-exchange groups near the upper end of the range 5% to 95% by weight, although the proportion of 
this fatter fluoropolymer will depend on the particular intended use of the blend. 

In general the proportions of fluoropolymer containing ion-exchange groups to fluoropolymer substan- 
5 tialiy free of ion-exchange groups in the homogeneous blend will vary over a range 20% to 80%:80% to 
20% by weight 

If desired the homogeneous blend of the invention, particularly when in the form of a sheet or film 
suitable for use as an ion-exchange membrane, may be reinforced, e.g. with a net or mesh or fibrils of a 
fluoropolymer, e.g. of polytetrafluoroethylene or of tetrafluoroethylene-hexafluoropropylene copolymer. 
70 The Invention is illustrated by the following examples. 



Example 1 

75 . . 

Production of Fluoropolymer containing Ion-exchange Groups. 



A 5 litre capacity autoclave was evacuated and charged with 2.51 of deionised water, 14.3g of 
ammonium perfluorooctanoate, and 400g of a perfluorovinyl ether having the structure 

20 CFz = CF-0CF2CF(CF3)-O-CF2CF2-S02R 

The autoclave was purged with nitrogen, the contents of the autoclave were thoroughly agitated, 2.6g of 
ammonium persulphate Initiator as a solution In 100 ml of deionised water were added to the emulsion 
which had been formed by agitation, and the autoclave was re-evacuated. Tetrafluoroethylene gas was 
charged to the autoclave up to a pressure of 8 bar g, the autoclave was heated to 70 'C, and further 

25 tetrafluoroethylene was added to maintain the pressure at 7 bar g. After 1.5 hours agitation was stopped, 
the autoclave was vented, and the contents of the autoclave were cooled and removed. The resultant 
emulsion of fluoropolymer was allowed to stand and was then separated from unreacted perfluorovinylether, 
the fluoropolymer was coagulated by cooling the emulsion to a temperature of -30 *C, the fluoropolymer 
was isolated by filtration and the fluoropolymer was washed with deionised water, and then dried in vacuum 

30 at 70* C and recovered in powder form. 

A portion of the dried fluoropolymer powder was pressed at 230 * C into the form of a clear film and the 
film was then immersed in a mixture of 75 ml of 32% by weight aqueous sodium hydroxide solution and 25 
ml of methanol at 70* C for 16 hours in order to hydrolyse the groups -SO2F to -SOsNa. The proportion of 
the groups -SOaNa in the film was estimated by titration. The equivalent weight of the fluoropolymer 

35 containing the groups -SOsNa in the film was 1230 (ion-exchange capacity 0.81 meq g~'), and thus the 
equivalent weight of the fluoropolymer containing the groups SO2F was also 1230, which corresponds to a 
copolymer containing 64% by weight of units derived from tetrafluoroethylene and 36% by weight of units 
derived from the perfluorovinylether. 

40 

Production of Fluoropolymer Blend 

75g of a fluoropolymer as produced above in powder form, and 75g of a copolymer of 
tetrafluoroethylene and hexafluoropropylene (Teflon FEP100 made by El Du Pontde Nemours Inc) in the 

45 form of 2mm long by 2 mm diameter chips were mixed and agitated and charged to a screw extruder, 
heated in the barrel of the extruder, to a temperature of 320* C, and extruded through a 2 mm diameter die 
which was heated to a temperature 300* C. The extrudate was cut into 3 mm lengths and re-extruded under 
the same conditions, and the cutting and extrusion procedure was repeated once more except that in this 
final extrusion the temperature of the die was 313* C. 

50 The fluoropolymer blend extrudate was cut into 4 mm lengths and charged to a compression mould, 
heated to 280 'C over a period of 5 minutes, pressed at this temperature, and finally cooled to ambient 
temperature over a period of 5 minutes. A clear and smooth micron thick film was removed from the mould 
(Membrane A). 

The -SO2F groups In the film were hydrolysed to -SOsNa groups by immersing the film In a mixture of 
55 75ml of a 32% by weight aqueous sodium hydroxide solution and 25ml of methanol at 70'c for 16 hours. - 
After removal from the solution the film was washed in deionised water and dried. The equivalent weight of 
the the fluoropolymer blend of the film was 2400 (Ion-exchange capacity 0.42 meq g~'). 

A second film was produced by compression moulding following the above procedure except that the 
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film had a thickness of 140 microns (Membrane B). 
Example 2 

Production of Huoropolymer containing Ion-exchange Groups 



A fluoropolymer containing ion-exchange groups was produced following the procedure described in 
Example 1 except that 15.0g of ammonium perfluorooctanoate were used and the equivalent weiqht of the 
fluoropolymer which was produced was 940. (ion-exchange capacity 1.06 meq g-). corresponding to a 
copolymer containing 53% by weight of units derived from tetrafluoroethylene and 47% by weight erf unit! 
denved from the perfluorovinyl ether. 



Production of Fluoropolymer Blend 



.hnr =. H f ^ ^'^^P* ^^99 fluoropolymer produced as described 

,„ ! °L t^t^sfluoroethylene-hexafluoropropylene copolymer of Example 1. 149g of 

P°lyvmyhdene fluor.de (Solef PVdF 1008 made by Solvay) were used, resultant mixtures where e,dmded 
twice^e temperatures of the barrel of the extruder were 240' C and 210* C. and the die temperatures of 
ttie extruder were 240 C and 200 C in the first and second extrusions respectively, and In producing a film 
by compression moulding a temperature of 190 C was used. ""ngawm 
_ The equivalent weight of the fluoropolymer blend of the film was 1900 (ion-exchange capacity 0 53 meq 
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Fluoropolymer Blends as Ion-exchange membranes. 

Evaluation was carried out in an electrolytic cell equipped with a titanium mesh anode the surface'of 
which had a coatmg of a solid solution of 35% by weight RuO, and 65% by weight TiOj. and a nickel 
Sl^hirZl fl^o^P^'y-^er fl'm being positioned as a 

T. ^ an electrolyte of a 

saturated aqueous solution of either sodium chloride or potassium chloride was charged continuously to the 

and chZ«^ T f ''''''' '° '^^^^''^^ cLpartmenro, the S 

!nH TlTl f ^° "^'^ continuously from the anode compartment and hydrogen 

Tni l VT^ ^ °^ °^ P°*^"'" ■^yd'-O'^We were removed continuously 

^ compartment. The cell temperature was maintained at 88*0 and electrolysis was 

conducted at a constant cun-ent density of 3kAm-2. / 

Results of the evaluation in the electrolytic cell of the membranes designated A and B and for the 
purposes of comparison, results of the evaluation of three membranes outside the scope of the invention 
are given in the accompanying Table 1. « o mv^nuon 
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TABLE 1 



Electrolyte 


Membrane 


Current 
Efficiency* % 


Cell 
Voltage 

Volts 


NaCI(or KCI) NaOH (or 
KOH) solution ppm (w/v) 


Duration of 
Electrolysis days 


NaCI 


A 


57 


3.4 


70 


60 


NaCI 


B 


64 


3.9 


15 


30 


NaCI 


Comparison 1 


64 


3.2 


>200 


" 60 


NaCI 


Comparison 2 


72 


3.2 


>200 


80 


KOI 


A 


93 


4.5 


1 


10 


KCI 


Comparison 3 


93 


3.9 


20 


30 



a. For production of 20% by weight NaOH or KOH. 

Comparison 1 . 230 micron thick film produced from a fluoropoiymer containing ion-exchange groups 
produced as described in Example 1. 

Comparison 2. 120 micron thick film produced from a fluoropoiymer containing ion-exchange groups 
produced following the procedure as described in Example 1 and having an equivalent weight of 1490, 
Comparison 3. 230 micron thick film produced from a fluoropoiymer containing ion-exchange groups 
produced following the procedure as described in Example 1 and having an equivalent weight of 1340. 



These results indicate that use of a blend of a fluoropoiymer containing ion-exchange groups and a 
fluoropoiymer which does not contain ion-exchange groups as an ion-exchange membrane results in much 
improved chloride ion rejection during the electrolysis of aqueous alkaii metal chloride solution. 

Example 3 

The polymerisation procedure of Example 1 was followed to produce a copolymer of tetrafluoroethylene 
and CF2 = CF-0CF2CF(CF3)0CF2CF2S02F having an equivalent weight of the groups -SO2F of 1150. 

The blending procedure of Example 1 was followed to produce three blends (A, B and C) of, 
respectively, 75g, 60g and 50g of the copolymer refenred to above and 25g, 40g and SOg of the copolymer 
of tetrafluoroethylene and hexafluoropropylene as used in Example 1, and each blend was compression 
moulded into a film of thickness approximately 200 microns at a temperature of 225 ' C for samples A and 
B and at a temperature of 240 ' C for sample C. 

For the purposes of comparison films of the copolymer of tetrafluoroethylene and CF2 = CF-0CF2CF- 
(CF3)0CF2CF2S02F (D) and. of the copolymer of tetrafluoroethylene and hexafluoropropylene (E) of 
approximate thickness 200 microns were also produced by pressing at 210* C and 280 'C respectively. 

Sixteen specimens were then cut from each of the films and of these specimens eight were subjected 
to the hydrolysis treatment of Example ! except that the treatment was effected for 90 hours. 

The tear strength of each of the specimens was then measured following the procedure of BS 2782 
method 360 B 1980 except that the test specimens cut from the films had a length of 51 mm and a width of 
7 mm and the lengthwise cut in the specimens had a length of 47 mm thus forming two "legs" on each 
specimen. The thickness of each specimen was measured and the "legs" of each specimen were clamped 
in a tensile testing machine and separated at a rate of 50 mm mtn~^ in order to propagate the cut in each 
specimen. 

For each specimen the ultimate tear strength defined as the maximum force required to propagate a 
tear divided by the specimen thickness, and the average tear strength defined as the average force 
required to propagate a tear divided by the specimen thickness was measured. The tear strengths quoted 
In table 2 are average values determined from the specimens cut from each of the films. 
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TABLE 2 



70 



7S 



Sample 



Tear Strength Nmm"^ 





Ultimate 


Average 


U 


H 


U 


H 


A 


1'0.3 


2.6 


0.1 


1.8 


B 


13.9 


2,95 


12.3 


2.2 


C 


18.4 


8.3 


16.7 


7,4 


D 




1.8 


8.6 


1.3 


E 


21.4 


21.2 


18.5 


17,9 



U = unhydrolysed specimen 

H = specimen subjected to hydrolysis 

treatment 



20 Example 4 

The procedure of Example 3 was followed to produce films of blends of. respectively. 50g, 20g and 10 
of a copolymer of tetrafluoroethylene and CF2 = CFOCF2CF(CF3)OCF2CF2S02F and 50g. 80g and 90g of 
the copolymer of tetrafluoroethylene and hexafluoropropylene (A, B and C), except that the copolymer 
25 containing -SOzF groups had an equivalent weight of these latter groups of 1230. Films of the copolymer 
containing -SO2F groups (D) and of the copolymer of tetrafluoroethylene and hexafluoropropylene (E) were 
also produced. 

Sixteen specimens were then cut from each of the films and of these specimens eight were subjected 
to the hydrolysis treatment of Example 1 except that the treatment was effected for 90 hours, 

30 The tensile modulus, elongation at break, and toughness of each of the specimens was then measured 
following the procedure of BS 2782 part 3 method 326 B 1980 except that the "dumbell" shaped test 
specimens cut from the films had a neck of length 22 mm and a width of 5 mm. The mean thickness of 
each specimen was measured and the specimens were fastened in the grips of a tensile testing machine 
and the grips separated at a rate of 50 mm/min. 

35 The average values of elastic modulus, elongation at break, and toughness of each spedmen, defined 
as follows, were determined 





Elastic 


Slope of the tangent to the stress-strain curve at low 


40 


modulus 


elongations. 




(MPa) - 






Elongation 


The elongation at break produced in the neck 




at break 


expressed as a percentage of the original neck 




(%) 


length. 


45 


Toughness 


The area under the stress-strain curve. 




(MPa) 





Results are given in the following table 3 
U = Unhydrolysed specimen 
H = Specimen subjected to hydrolysis treatment. 
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TABLE 3 
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70 



Sample 


Elastic Modulus 


Elongation at 


Toughness MPa 




MPa 


break % 








U 


H 


U 


H 


U 


H 


A 


123,6 


239.5 


270 


101 


33 


15.4 


B 


319,6 


332.1 


285 


246 


39.3 


34.1 


C 


357.7 


382.5 


284 


274 


40.6 


38.9 


D 


32.2 


230 


270 


77 


25.3 


14.7 


E 


382 


353.4 


257 


245 


39,2 


37.2 



15 

Example 5 

The procedure of Example 3 was followed to produce films of blends, of respectively, 75g, 60g and 50g 
of a copolymer of tetrafluoroethylene and CF2 = CF0CF2CF(CF3)OCF2CF2SO2F and 25g, 40g and 50g of 
20 the copolymer of tetrafluoroethylene and hexafluoropropylene (A, B and C). except that the copolymer 
containing -SO2F groups had an equivalent weight of 1150, and films of the copolymer containing -SO2F 
groups (D) and of the copolymer of tetrafluoroethylene and hexafluoropropylene (E). 

Each of the films had a thickness of approximately 100 microns. 

120 mm x 120 mm samples of each of the films were then subjected to the hydrolysis treatment of 
25 Example 1, except that the treatment was effected for 24 hours, and the hydrolysed and dried samples 
were then soaked in 322 weight % aqueous NaOH solution for 24 hours at 70* C. The dimensions of each 
of the samples was measured after the hydrolysis treatment (result X) and after soaking in aqueous NaOH 
solution (result Y) and in each case the percentage Increase in length of one side of each sample when 
compared with the same side of the original sample was determined. The results are given in Table 4. 

30 

TABLE 4 



40 



Sample 


% increase in 
length 




X 


Y 


A 


6.7 


6.3 


B 


3.3 


2.9 


C 


1.8 


0 


D 


13 


11 


E 


0 


0 



Example 6 

50 The procedure of Example 3 was followed to produce of blends, of respectively, 90g, 75g. 60g, and 50g 
of a copolymer of tetrafluoroethylene and CF2 = CFOCF2CF(CF3)OCF2CF2S02F and 10g, 25g. 40g and 
50g of the copolymer of tetrafluoroethylene and he)(:afluoropropylene (A, B, C and D), except that the 
copolymer containing -SO2F groups had an equivalent weight of these latter groups of 1080. The 
polymerisation procedure of Example 1 was followed to produce a copolymer of tetrafluoroethylene and 

55 CF2 = CF OCF2CF(CF3)OCF2CF2S02F having an equivalent weight of 1410 (E). 

The viscosity of each of the samples A to E and of the copolymer of equivalent weight 1080 (F). was 
detemiined at a temperature of 260* C on a dynamic viscometer (Rheometrics Dynamic Spectrometer, 
model 7700) operating in parallel plate mode at an applied strain of 10% at an angular frequency of 



11 



EP 0 345 984 A1 



oscillation of 0.1-500 rad s*"^ and a shear rate of 100 s"'. 

♦ 'Sf ^^11" ^^""P*^^ ^""^ proportion of copolymer of 

tetrafluoroethylene-hexafluoropropylene in the blend is illustrated In Figure 1. 



Example 7 

Vli '';°'fi'"''fn? p^oT^o IT *° ^ ('^> tetrafluoroethylene and CF^ « 

or-ut^hzt^f" (OF3)uCF2CF2S02F havtng an equivalent weight of 1060 

CP2 - CF-OCFa CFC(CF3)OCF2 CFa SO2F having an equivalent weight of 1410 

A blend (C) was produced from 75g of copolymer A and 25g of a low viscosity copolymer of 
tetrafluoroethylene- hexafluoropropylene copolymer (Teflon FEP TE 9250 made by du Pont) by processina 
the mixture in an extruder at a barrel temperature of 305 * C and a die temperature of 270 " C 

A blend p was produced from 75g of copolymer B and 25g of a low viscosity copolymer of 
tetrafluoroethylene-hexafluoropropylene copolymer (Teflon FEP TE 9250 made by du Pont) by processlno 
the mixture in an extruder at a barrel temperature of 31 0 ' C and a die temperature of 275 ' C 
25D V P7n V ll'^^r^ '^""'P^^^^'^" '"to a 450 micron thick film at a temperature of 

L° f ■ Jr, A V ^ respectively, and 3 inch x 2 inch samples were cut from each film. The 

sample of film A was placed face to face with the sample of film 8 wfth a 1 inch x 1 inch x 7 micron film of 
a polyimide posrtioned between the films at the ends thereof, and the films were pressed in a mould a 
235 C for 240 seconds under a pressure of 225 kg/cm^. these latter conditions having been found by 
experiment to give the strongest bond between the films. Application of pressure laminated films A and B 
together, except at those parts separated by polyimide film. 

The sample of film C was placed face to face with the sample of film D wHh a 1 inch x 1 inch x 7 
irriT il W^^^'^ijr^® positioned between the films at the ends thereof, and the films were pressed in a 
mould at 2B0 C for 240 seconds under a pressure of 225 kg/cm^ these latter conditions having been found 
by expenment to give the strongest bond between the films. Application of pressure laminated films C and 
D together, except at those parts separated by the polyimide film. 

Each of ^e samples of laminated films was then hydrolysed by immersing the laminated films in an 
aqueous solution 11% by weight of KOH and 30% by weight of dimethylsulphoxide at 90' C for 1 hour and 
the samples of laminated films were washed in water and dried and the polyimide film removed 

r.i onn ^T^*" °* °* ^ '^"""^^'^ """^ detemiined in an Instron machine at a draw speed 

OT ^uu mm min ^ 

The peel strength of the sample of laminated films C and D was 4.4 kg cm"' whereas that of thf> 
sample of laminated films A and B was 3.0 kg cm"'. 

Example 8 

The proredure of Example 3 was followed to produce films of blends of, respectively. lOg and 20q of a 
?2?0 r;90 "rf'"' ^^"^ = CF0CF.CF(CF3)0CF.CF.S0.F halg an eVvLnt weight of 
Srh n '^°P°'y'"«^ °f tetrafluoropropylene and hexafluoropropylene as used in ExLple 

ni ^TJ ? ^ . respectively), and a film (C) produced by pressing a sample of the copolymer 
LS^Irrr ^^^^^^^^^^^P^^Pyfe^^ the procedure described in Example 3, was 

X^^t ^T"^ the procedure described in Example 1. except that the hydrolysis treatmen was 
effected for 48 hours, and the thus treated films were washed in deionised water and heated at 80' C under 
vacuum for 3 hours to dry the films. ai ou unner 

i^Jr^n tT """^^^ *° ''^'""'"^^ "^^^^ °' ^^'^'^ °* "'"^^ detemiined using the Sessile drop 
SS^ C was m degree? °' ^ ^ '^^'-^V ^ degrees whereas that of 



Example 9 



elecS 1,^." iT'^'n' *^ °* '"^^ ion-exchange membranes in an 

tt^T^- T ^'^'^^^ '^'^'^^de solution was electrolysed, following the procedure 

descnbed in Example 2. The results of the evaluation are shown in Table 5. 
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A 140 micron thick film of blend of 5 Og of a 
copolymer of tetrafluoroethylene and CFj = 
CFOCF3CF (CFjoCFjCFjSOjF having an equivalent 
weight of 1230 and 50g of a tetrafluoroethylene- 
hexafluoropropylene copolymer as used in Example 
1. The blend was produced and the film was 
hydrolysed following the procedure described in 
Example 1. 

130 micron thick film of blend of 50g of a 
copolymer of tetrafluoroethylene and 
CF, = CFOCFjCFCCFjjOCFjCFjSOjF having an 
equivalent weight of 1150 and 50g of a 
tetrafluoroethylene- hexaf luoropropylene copolymer 
as used in Example 1. The blend was produced and 
the film was hydrolysed following the procedure 
described in Example 1. 
As B above 

As B above except film had thickness of 60 
microns - 

130 micron thick film of blend of 50g of a 
copolymer of tetrafluoroethylene and CF, = 
CFOCF3CF (CF3)GCF3CF3S03F having an equivalent 
weight of 1080 and 50g of a tetrafluoroethylene- 
hexafluoropropylene copolymer as used in Example 
1. The blend was produced and the film was 
hydrolysed following the procedure described in 
Example 1. 

As E above except that film had thickness of 60 
microns • 

A 230 micron thick film of blend of 75g of a 
copolymer of tetrafluoroethylene and CFj = 
CFOCF3CF3CF3COOCH3* having an equivalent weight of 
700 and 25g of a tetrafluoroethylene- 
hexafluoropropylene copolymer as used in Example 
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1. The blend was produced and the film was 
hydrolysed following the procedure described in 
Example 1 . 

* Produced by copolymerisation following 
essentially the procedure described in Example 1. 

H 130 micron thick film of a copolymer of 

tetrafluoroethylene and CF, = 
CFOCP J CF (CF 3 )OCF 3 CP 3 so J F having an equivalent 
weight of 1150 produced and hydrolysed following 
the procedure described in Example 1. 

X As H above. 

J 130 micron thick film of a copolymer of 

tetrafluoroethylene and CF^ = CFOCF3CF (CF3 ) OCF , 
CF3SO3F having an equivalent weight of 1080 
produced and hydrolysed following the procedure 
described in Example 1. 

K As J above. 

200 micron thick film of a blend of 90g of a 
copolymer of tetrafluoroethylene and CF^ = CF 
OCFj CF(CF3)0CFjCF3S0jF having an equivalent 
weight of 1210 and lOg of a copolymer of 
tetrafluoroethylene and perfluoropropyl vinyl 
ether (PFA 340 - DuPont) . 



Claims 

1. A homogeneous blend of organic polymeric materials which comprises from 5% to 95% by weight of 
at least one fluoropolymer which contains ion-exchange groups or groups convertible thereto and from 95% 
to 5% by weight of at least one fluoropolymer which is substantially free of ion-exchange groups or groups 
convertible thereto. 

2. A homogeneous blend as claimed in claim 1 which is produced by mett-blending of the 

fluoropolymers. 

3. A homogeneous blend as claimed in claim 2 in which the melting points of the fluoropolymers differ 
by not more than IOO' C. 

4. A homogeneous blend as claimed in any one of claims 1 to 3 in which both the fluoropolymer which 
contains ion-exchange groups or groups convertible thereto and the fluoropolymer which is substantially 
free of ion-exchange groups or groups convertible thereto are perfluoropolymers. 

5. A homogeneous blend as claimed in any one of claims 1 to 4 in which the fluoropolymer which 
contains ion-exchange groups or groups convertible thereto comprises fixed anionic groups and associated 
cations and is capable of acting as a cation-exchange material. 

6. A homogeneous blend as claimed in claim 5 in which the fluoropolymer comprises sulphonic, 
carboxylic or phosphonic groups. 

7. A homogeneous blend as claimed in claim 6 in which the sulphonic group has the structure -SO2X in 
which X is OM. where M is H, alkali metal, ammonium or quaternary ammonium, or in which X is halogen. 
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8. A homogeneous blend as claimed in claim 6 in which the carboxylic groups has the structure -COY 
in which Y is OM. where M is H. alkali metal, ammonium or quaternary ammonium, or in which Y is halooen 
or an oxyalkyi group. " 

9. A homogeneous blend as claimed in any one of claims 1 to 8 in which the fluoropolymer containing 
lon-exchange groups or groups convertible thereto is a copolymer of tetrafluoroethylene and an ethylenical- 
ly unsaturated monomer having tiie stnjcture 

CF2 = CF-A-Z 

where A is a direct fink or a divalent group and 2 is or comprises an ion-exchange or a group convertible 
thereto. - 

10. A homogeneous blend as claimed in any one of claims 1 to 9 in which the fluoropolymer which is 
substantially free of ion-exchange groups or groups convertifale thereto is selected from fluorinated 
ethylene-propylene copolymer.a copolymer of tetrafluoroethylene and hexafluoro-propylene. polyvinylidene 
fluonde. a copolymer of ethylene and tetrafluoroethylene. and a tetrafluoroethylene-perfiuorinated alkyi vinvl 
ether copolymer. 

11. A homogeneous blend as claimed in any one of claims 1 to 10 In which in the fluoropolymer 
containing lon-exchange groups or groups convertible thereto the said groups are present in a proportion of 
0.5 to 8 meq per gram of dry fluoropolymer. 

12. A homogeneous blend as claimed In any one of claims 1 to 11 in which in the blend the ion- 
exchange groups or groups convertible thereto are present in a proportion of 0.5 to 5.0 meq per gram of 
dry homogeneous Wend. 

13. A homogeneous blend as claimed in any one of claims 1 to 12 which comprises from 15% to 95% 
by weight of at least one fluoropolymer which contains ion-exchange groups or groups convertible thereto 
and from 85% to 5% by weight of at least one fluoropolymer which is substantially free of ion-exchanqe 
groups or groups convertible thereto. 

14. A homogeneous blend as claimed in claim 13 which comprises at least 40% by weight of at least 
one fluoropolymer which contains ion-exchange groups or groups convertible thereto. 

15. A homogeneous blend as claimed in claim 14 which comprises at least 60% of at least one 
fluoropolymer which contains ion-exchange groups or groups convertible thereto. 

16. Ah ion-exchange membrane which comprises a sheet or film of a homogeneous blend as claimed in 
any one of claims 1 to 15. 

17. An ion-exchange membrane which comprises a sheet or film having a plurality of layers in which 
one or more layers comprise a homogeneous blend as claimed in any one of claims 1 to 15 

18. An ion-exchange membrane as claimed in claim 16 In which the sheet of film has a thickness in the 
range 50 to 500 microns. 

19. An ion-exchange membrane as claimed in claim 17 in which the said one or more layers have 
thicknesses in the range 25 to 250 microns. 

20. An electrolytic cell which comprises at least one anode and at least one cathode in which each 
anode^and adjacent cathode are separated by an ion-exchange membrane as claimed in any one of claims 
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